greenish Sp. wallisii leaves. The resulting mixture was stirred for 46 hours at 23 C under 1 atm. O 2 in the dark and then filtered through a cellite pad (2 cm  1 cm). The filter cake was washed with 10 mL of MeOH. The filtrates were combined and washed with n-hexane (4  10 mL) giving a light yellow solution that contained a polar DNCC fraction (HPLC, see SI, Figure S1 ). The combined filtrate was diluted with 30 mL of 5.5 % (pH 2.0) aqueous AcOH. After 4 hours stirring under N 2 , HPLC-analysis indicated full conversion to a DYCC (see SI, Figure S1 ) and the reaction mixture was loaded on Sep-Pak cartridge (5 g) and eluted with MeOH / potassium phosphate buffer (pH 7.0, 50 mM) (55 / 45, v / v) . The obtained yellow fractions were combined and diluted with H 2 O. The yellow solution was loaded on Sep-Pak cartridge (0.82 g), washed with 100 mL H 2 O and the yellow product fraction was eluted with MeOH. Solvents were removed under reduced pressure and the residual material was lyophilized, furnishing a yellow powder, of 3.6 mg (70% yield) DYCC 4 (= 4Z), characterized as follows: UV/Vis: (4.5  10 Figure S2 ). After applying to a Sep-Pak cartridge (0.82 g), the three PB fractions were first desalted with water and eluted by MeOH, respectively. After drying under reduced pressure, 2 mg of Vv-DNCC-51 (3) were re-isolated, 0.7 mg of DYCC 4 (14% yield, a yellow powder, 22% yield based on Vv-DNCC-51 consumed) and about 1 mg of the pink fraction were obtained. Table S1 . Figure S3 ).
Preparation of DYCC 4 from

Photolytic isomerization of DYCC 4Z to DYCC 4E.
A sample of 2.1 mg (2.8 µmol)
of DYCC 4Z was dissolved in 50 ml MeOH and the solution was flushed with argon.
The yellow solution was stirred at r.t. and in the presence of sun light (3800-4800 lux, Yellow Dioxobilin-type Chl-catabolitesSupporting Information S14 Table S1 1 H-and 13 C-NMR data of DYCC 4 in DMSO-d 6 and in CD 3 OD (500 MHz, 25 C).
DYCC 4 in DMSO-d6 DYCC 4 in CD3OD
